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54> Dye containing polarizing film. 

57( A polarizing film which comprises, in a film substrate, at least one dye selected from : 
1 ) a dye of formula (1) : 

Q'-N N-Q 2 -X-Q 3 -N N-Q 4 (1) 

wherein : 

Q 1 and Q 4 . which are the same or different, are each unsubstituted or substituted phenyl or 
naphthyl ; 

Q 2 and Q 3 , which are the same or different, are each unsubstituted or substituted phenylene ; and 
X is -N N- or 



< 

CO 

oo 

CD 



CL 
LU 



provided that, when X is -N N- and both of Q 7 and Q are unsubstituted phenylene, at least one of C 
and Q 4 is not phenyl which is substituted only by an alkyl-substituted amino or is not phenyl substituted 
by an alkyl-substituted amino and bv methyl . and 
2) a dye of formula (2) : 



O-Me-O 




O-Mf-O 
/ 



n— n=n-q6 



(2) 



wherein : 

each Me, which are the same or different, is a transition metai selected from copper, nickel, zinc 
and iron ; 

Q 5 and Q 6 , which are the same or different, are each an unsubstituted or substituted 1.2- 
naphthalene group , 
Y ts -N N- or 
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and 

R 1 and R : . which are the same or different, are each hydrogen, lower alkyl. lower alkoxy or sulfo 
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This invention relates to a polarizing film containing dye. 

Currently, polarizing films are generally prepared by incorporating iodine or a dichromatic dye as a polar- 
izing element into an oriented film made of polyvinyl alcohol or its derivatives, or into an oriented polyene film 
prepared by dehydrochlorination of a polyvinyl chloride film or dehydration of a polyvinyl alcohol film so as to 
5 produce polyene in the film, followed by the orientation of the resulting film. 

Among those, a iodine-containing polarizing film is good in early stage polarizing activities, but poor in the 
durability to moisture and heat. Thus, the film has some drawbacks in the lowered polarizing activities after 
having been used for a certain period of time at a high temperature under a highly humid condition. Several 
methods for improving the durability have been proposed, in which the film is treated with formalin or aqueous 
w boric acid solution, or a polymer film having a low moisture permeability is employed as a protecting film, but 
these methods are not yet fully satisfactory. 

A dye-containing polarizing films using a dichromatic dye as a polarizing element is superior in the dur- 
ability to moisture and heat as compared with those in iodine-containing polarizing film, but inferior in the early 
stage polarizing activities. 

is If two polarizing films of neutral color containing two or more kinds of dichromatic dyes which are super- 

posed on each other so that those orientation directions meet at right angles (hereinafter, this state is referred 
to as " crossed state") are pervious to light of a specific wavelength within the visible radiation wavelength re- 
gion, particularly from 400 to 700nm, a liquid crystal display using the two films often show a color different 
from the intended color at dark state. 

20 In order to prevent the problem due to the light breaking through the films, transmittance of the polarizing 

films at crossed state (hereinafter, this is referred to as "cross light transmittance") must be lowered over the 
visible radiation wavelength region, particularly from 400 too 700nm. 

An object of the present invention is to provide a polarizing film of neutral color containing two or more 
kinds of dichromatic dyes which is excellent in the polarizing activities as well as the durability to moisture and 

25 heat. 

Other object of the present invention is to provide a polarizing film of neutral color containing two or more 
kinds of dichromatic dyes which is excellent m the polarizing activitie as well as the durability to moisture and 
heat and is little pervious to light ovei the visibie radiation waveiength region, particular \\ 400 to TOOnm d\ 
crossed state. 

30 Further object of the present invention is to provide dye which can be used suitably for producing said po- 

larizing film. 

The present inventors have extensively studied to accomplish these objects, have found that a polarizing 
film of neutral color containing specific dyes exhibits excellent polarizing activitie and durability to moisture 
and heat and is little pervious to light at crossed state over the visible radiation wavelength region, particularly 

35 400 to 700nm. 

The present invention provides a dye-containing polarizing film comprising at least onekindofdye selected 
from dye represented by the following formula(1): 

Q1-N=N-Q2-X-Q3-N = N-Q4 (1 ) 

wherein Q1 and Q4 are same or different and each independently phenyl or naphthyl group which may be op- 
40 tionally substituted. Q2 and Q3 are same or different and each independently phenylen group which may be 
optionally substituted. X is -N = N- or 

-N=N- 
0 

provided that when X is -N = N- and both of 02 and Q3 are unsubstituted phenylene groups, at least one of 
Q1 and Q4 is not phenyl group which is substituted by alky i-substitu ted amino group uniy ur phenyl group which 
50 is substituted by alkyl-substituted ammo group and methyl groun. 
and dye represented by the following formula(2): 
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O-Me-O 

/ 

Q 5 -N=N 




>-Y 



O-Me-O 
0-K = N-Q l 



(2) 



R 



R z 



15 



wherein Me is transition metal selected from copper, nichel. zinc and iron. Q5 and Q6 are same or diferrent 
and each independently 1-naphthol or 2-naphthol residue which may be optionally substituted wherein the hy- 
droxy groups are adjacent to the azo groups and linked with the transition metals Me to form the complex. Y 
is -N = N- or 



-N-M- 



, R1 and R2 are same or diferrent and each independently hydrogen atom, lower alkyl. lower alkoxy or sulfo 
group, in a film substrate. 

In this specification, the term "lower" used to qualify a group such as alkyl or alkoxy means "having one 
to about four carbon atoms. 

The dye-containing polarizing film of the present invention may further comprises other organic dye. Par- 
ticularly, it is preferred that the polarizing film further comprises two or more kinds of dye selected from the 
following groups [A], [B] and [C]: 

[A] A group consisting of disazo dyes represented by the following formula(3). 



p-Me'-O 
A 1 -N = N^O/~ N = N ~ b1 



wherein Me" is transition metal selected from copper, nichel. zinc and iron, A1 is phenyl or naphthyl group 
which may be optionally substituted. B1 is 1-naphthol or 2-naphthol residue which may be optionally sub- 
stituted wherein the hydroxy group is adjacent to the azo group and linked with the transition metal Me' to 
form the complex (i.e. a 1 .2-naphthalene group in which one of position 1 or 2 is linked to the oxygen atom 
40 and the other is linked to the -N = N-group).and R3 is amino group which may be optionally substituted, 

hydrogen atom, lower alkyl. lower alkoxy or sulfo group 

[B] A group consisting of trisazo dyes represented by the following formula(4) in the free acid form and 
copper complex salts thereof. 

45 




50 



wherein A2 and B2 are same or different and each independently phenyl or naphthyl group which may be 
55 optionally substituted. R4 is amino group which may be optionally substituted, hydrogen atom, lower alkyl, 

lower alkoxy or sulfo group. R5 is hydrogen atom, hydroxy or lower alkoxy group and m is 0 or 1; and 
[C] A group consisting of C.I. Direct Yellow 12, C.I. Direct Yellow 28, C.I. Direct Yellow 44. C.I. Direct Orange 
26, C.I. Direct Orange 39. C.I. Direct Orange 107. C.I. Direct Red 2. C.I. Direct Red 31. C.I. Direct Red 79, 
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C.I. Direct Red 81 and C.I. Direct Red 247. 

Accordingly the present invention also provides a dye-containing polarizing film which comprises, at least 
one type of dye selected from dye represented by the formula(1) and dye represented by the formula(2), and 
at least two types of dyes selected from the group [A], [B] and [C]. 

5 Q1 and Q4 in the formula(1) are same or different and each independently phenyl or naphthyl group which 

may be optionally substituted. Examples of groups which can be a substituent of the phenyl or naphthyl group 
denoted by Q1 or Q4 include amino which may be optionally substituted, sulfo, carboxy, hydroxy, lower alkyl 
and lower alkoxy. Preferably, Q1 and Q4 are same or different and each independently naphthyl group which 
is substituted by at least one group selected from amino which may be optionally substituted, sulfo, hydroxy, 

w lower alkyl or lower alkoxy; or phenyl group which is substituted by at least one group selected from amino 
which may be optionally substituted and hydroxy, and may further substituted by sulfo, carboxy. lower alkyl 
or lower alkoxy. Among them, particularly preferable as Q1 or Q4 is a naphthyl group substituted by at least 
one group selected from amino which may be optionally substituted, sulfo, hydroxy, lower alkyl and lower al- 
koxy. 

15 Q2 and Q3 in the formula(1 ) are same or different and each independently phenylene which may be op- 

tionally substituted. Examples of groups which can be a substituent of the phenylene group denoted by Q2 or 
Q3 include hydroxy, lower alkyl. lower alkoxy and sulfo. Preferably, Q2 and Q3 are same or different and each 
independently unsubstituted phenylene group or phenylene group substituted by one or two substituent se- 
lected from hydroxy, lower alkyl, lower alkoxy and sulfo. Among the preferable phenylene mentioned-above. 

20 p-phenylene group is particularly preferred Preferred phenylene denoted by Q2 or Q3 can be represented by 
following formula; 



25 



30 




wherein R6 and R7 are same or different and each independently hydrogen, hydroxy, lower alkyl, lower alkoxy 
or sulfo. 

Q5 and Q6 in the formula(2) are same or different and each independently 1-naphthol or 2-naphthol re- 
35 sidue which may be optionally substituted Examples of groups which can be a substituent of the naphthol 
group denoted by Q5 or Q6 include amino which may be optionally substituted, sulfo, hydroxy, carboxy, lower 
alkyl and lower alkoxy. Preferably. Q5 and Q6 are same or different and each independently 1-naphthol or 2- 
naphthol residue which is substituted by ammo which may be optionally substituted, sulfo. hydroxy, carboxy, 
lower alkyl or lower alkoxy 

40 Me in the formula(2) is a transition metal selected from copper, nichef, zinc and iron. Particularly, copper 

is preferred. 

The amino group as an substituent of Q1 , Q4. Q5 or Q6 in the formula* 1 ) or <2) may be unsubstituted or 
substituted. When the ammo group is a substituent of the phenyl group, the substituted ammo group is mono- 
substituted or di-substituted amono group. Examples of the substituent of the amino group include methyl, 
ethyl, hydroxyethyl. cyanoethyl. acetyl and carbamoyl When the amino group is an substituent of the naphthyl 
group, the substituted amino group is mono-substituted or di-substituted amono group. Examples of the sub- 
stituent of the amino group include methyl, ethyl, hydroxyethyl. c y anoethyl. acetyl, carbamoyl, phenyl sulfa- 
phenyl, disulfophenyl and benzoyl. 

The dye-contaimng polarizing film comprising at least one types of dye selected from the eye of the tor- 
so mula(1) and the dye of the formula(2) is excellent in the polarizing activities and in the durability to misture 
and heat, that is, the polarizing activities is not lowered and the color is not discolored even after having been 
used for a certain period of time at a high temperature under a highly humid condition. 

The dye of the formula(1) can be produced, for example, by mixing a monoazo compound represented by 
the following formula(5); 
55 Q1-N=N-Q2-N0 2 (5) 

wherein Q1 and Q2 are as defined above and a monoazo compound represented by the following formula(6); 

Q4-N = N-Q3-NO : (6) 

wherein Q3 and Q4 are as defined above, followed by the glucose reduction in aqueous medium. The glucose 
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reduction can be carried out according to a known method, such as a method described in tnd. Eng. Chem.,27, 
1045 (1935) or J. Am. Chem. Soc. 73. 1323 (1951). ~~ * 

The monoazo compound represented by the formula(5) can be produced, for example, by diazotizmg a 
compound represented by the following formula (5-a) in a usual method; 

NH : -Q2-NO, (5-a) 

wherein Q2 is as defined above, and coupling the resulting diazomum compound with a compound represented 
by the following formu!a(5-b); 

Q1-H (5-b) 

wherein Q1 is as defined above. 

The monoazo compound represented by the formula(6) can be produced, for example, by diazotizmg a 
compound represented by the following formula(6-a) in a usual method; 

NH 2 -Q3-N0 2 (6-a) 

wherein Q3 is as defined above, and coupling the resulting diazonium compound with a compound represented 
by the following formula(6-b); 

Q4-H (6-b) 

wherein Q4 is as defined above. 

The dye of the formula(2) can be produced, for example, by mixing a monoazo compound represented by 
the following formula(7). 

OR 8 

HO-Q 5 -N = N-^)-N0 2 CT) 

Rl 

wherein Q5 and R1 are as defined above and R8 is hydrogen or lower alkyl, and a monoazo compound rep- 
resented by the following formula(8). 



OR 9 

HO-Q 6 -N=N-^)-N0 2 (8) 



R2 



wherein Q6 and R2 are as defined above and R9 is hydrogen or lower alkyl; and carrying out the glucose re- 
40 duction in aqueous medium to obtain a trisazo compound or a disazomonoazoxy compound, followed by form- 
ing a complex salt of the compound by a reaction with copper, nichel, zinc or iron-containing compound. The 
glucose reduction can be carried out according to a known method. 

The monoazo compound represented by the formula(7) can be produced, for example, by diazotizmg a 
compound represented by the following formula(7-a) in a usual method; 



or8 



50 




(T-a) 



55 wherein R1 and R8 are as defined above, and coupling the resulting diazonium compound with a compound 
represented by the following formula(7-b); 

HO-Q5-H (7-b) 

wherein Q5 is as defined above. 
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The monoazo compound represented by the formula(8) can be produced, for example, by diazotizing a 
compound represented by the following formula(8-a) in a usual method; 



wherein R2 and R9 are as defined above, and coupling the resulting diazonium compound with a compound 
represented by the following formula(8-b); 



wherein Q6 is as defined above. 

Examples of the nitroaniline compound of the formula(5-a) or (6-a) include 4-nitroaniline. 2-methyl-4-ni~ 
troaniline, 2-ethyl-4-nitroaniline, 2-methoxy-4-nitroaniline, 2-ethoxy-4-nitroaniline, 2,5-dimethoxy-4-nitroani- 
line, 3-sulfo-4-nitroaniline and 2-hydroxy-4-nitroaniline. Among them, 4-nitroaniline and 2-methoxy-4-nitroa- 
niline are preferred. 

The compound represented by the formula(5-b) or (6-b) may be unsubstituted or substituted benzene or 
unsubstituted or substituted naphthalene. Examples of the compound of the formula(S-b) or (6-b) include ani- 
line, aniline derivatives, phenol, phenol derivatives, aminophenol, amino phenol derivatives, naphthol. naphthol 
derivatives, naphthoic acid, naphthoic acid derivatives, naphthylamine sulfonic acid, naphthylamine sulfonic 
acid derivatives, naphthol sulfonic acid and naphthol sulfonic acid derivatives. 

Among them, the following can be mentioned as preferred examples, 
phenol, o-cresol. m-cresol. p-cresol. resorcinol, phloroglucinol. m-methoxyphenol, m-aminophenol , 3-(diethy- 
iammophenoi. 5 -am i:ig 2 -methyl phenol . 3-[b!s([>-hydroxyetPy ! )amino]phenoi N . N - hi si ['.-hydro* yet hy! )a n i I i ne 
1 ,3-diammo-4-methylbenzene. salicylic acid. 1 ,3-diaminobenzene-4-sulfonic acid. 1 ,3-diaminobenzene-4,6- 
disuifonic acid, 1 -acetylammo-4-methoxy-3-[bis(p-hydroxyethyl)amino]benzene. 3-(diethylamino)phenol. 1- 
naphthol, 1 -hydroxy-2-naphthoic acid, 1 -naphthol-4-sulfonic acid, 1 -naphthoi-5-sulfonic acid. 1 -naphthol-3- 
sulfonic acid. 1-naphthol- 3,8-disulfonic acid, 1-naphthol-3,6-disulfonic acid. 1 -naphthol-3,6,8-trisulfonic acid, 
2-naphthol, 3-hydroxy-2-naphthoic acid. 2-naphthol-8-sulfonic acid, 2-naphthol-7-sulfonic acid, 2-naphthol-6- 
sulfonic acid, 2-naphthol-6.8-disulfonic acid, 2-naphthol-3.6-disulfonic acid. 1-aminonaphthalene-6-sulfonic 
acid, 1-aminonaphthalene-7-sulfonic acid, 2-aminonaphthalene-6-sulfonic acid. 2-amino-8-hydroxynaphtha- 
lene-6-sulfonic acid, 2-methylamino-8-hydroxynaphthalene-6-sulfonic acid, 2-ethylamino-8-hydroxynaphtha- 
lene-6-sulfonic acid. 2-acetylamino-8-hydroxynaphthalene-6-sulfonic acid, 2-propionylamino-8-hydroxynaph- 
thalene-6-sulfonic acid, 2-benzoylamino-8-hydroxynaphthalene-6-sulfonic acid, 2-carbamoylamino-8-hydrox- 
ynaphthalene-6-sulfonic acid. 2-sulfamoylammo-8-hydroxynaphthalene-6-sulfonic acid. 2-phenylamino-8-hy- 
droxynaphthalene-6-sulfonic acid, 3-amino-8-hydroxynaphthalene-6-sulfonic acid, 3-methylamino-8-hydrox- 
ynaphthalene-6-sulfonic acid, 3-ethylamino-8-hydroxynaphthalene-6-sulfonic acid. 3-acetylamino-8-hydroxy- 
naphthaiene-6-sulfonic acid. 3-propionyjamino-8-hydroxynaphthaiene-6-suifonic acid, 3-benzoyiamino-8-hy- 
droxynaphthalene-6-sulfonic acsd. 3-carbamoylamino-8-hydroxynaphthalene-6-suifonic acid. 3-sulfamoyiami- 
no-8-hydroxynaphthaiene-6-sulfonic acid. 3-phenylamino-8-hydroxynaphthalene-6-sulfomc acid, 1-amino-5- 
^ydroxynaphthalene- 7 -sufonic acid. 1 -amino-8-hydroxynaphthalene-3.6-disulfonic acid. 1 -acetylamino-8-hy- 
droxynaphthalene-3.6-disulfoniC acid, 1 -amino-8-hydroxynaphthalene-4.6-disulfonic acid, 1 -acetylamino-8- 
nydroxy naphthalene-4,6-disulfonic acid, 1 -ammo-8-hydrcxy naphthalene- 2. 4-disutfonic acid. 2-amino-8-hy- 
droxynaphthalene-3.6-disulfonic acid, 2-amino-5-hydroxynaphthalene-1 ,7-disulfonic acid and 1 ,8-dihydroxy- 
naphthalefie-3,6-disulfonicacid. 

Among them. 1-amino-8-hydroxynaphthalene-2.4-disulfonic acid. 1-amino-8-hydroxynaphthalene-3.6- 
disulfonic acid, 1 -amino-8-hydroxynaphthalene-4,6-disulfonic acid and 2-amino-5-hydroxynaphthalene-1 ,7- 
disulfonic acid are particularly preferred. 

Examples of the nitroaniline compound of the formula(7-a) or (8-a) include 2-methoxy-4-nitroanihne. 2- 
methoxy-4-nitro-5-methylaniline. 2.5-dimethoxy-4-nitroanihne, 2-hydroxy-4-nitroaniline and 2-methoxy-4-ni- 
tro-5-ethoxylaniline. Among them, 2-methoxy-4-nitroaniline is preferred. 

The compound represented by the formula(7-b) or (8-b) is unsubstituted or substituted naphthol. Exam- 
ples of the compound of the formula(7-b) or (8-b) include 1 - naphthol, 1-naphthol-4-sulfonic acid, 1 -naphthol- 
5-sulfonic acid. 1 -naphthol~3-sulfonic acid, 1 -naphthol-3.8-disulfonic acid, 1 -naphthol-3,6-disulfonic acid. 1- 




(8-a) 
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naphthol-3.6,8-trisulfonic acid. 2-naphthol. 2-naphthol-3-carboxylic acid. 2-naphthol-8-sulfonic acid, 2-naph- 
thol-7-sulfonic acid. 2-naphthol-6-sulfonic acid. 2-naphthol-6,8-disulfonic acid, 2-naphthoi-3.6-disulfonic acid. 
2-amino-8-hydroxynaphthaiene-6-sulfonic acid. 2-methylamino-8-hydroxynaphthalene-6-sulfonic acid, 2- 
ethylammo-8-hydroxynaphthalene-6-sulfonic acid. 2-acetylamino-8-hydroxynaphthalene-6-sulfomc acid, 2- 
propiony!amino-8- hydroxy naphthalene-6- sulfonic acid, 2- benzoylamino-8-hydroxynaphthalene-6- sulfonic 
acid. 2-carbamoyl ami no-8-hydroxynaph thai ene-6-sulfonic acid, 2-sulfamoylamino-8-hydroxynaphthalene-6- 
sulfonic acid, 2-phenylamino-8-hydroxynaphthalene-6-sulfonic acid, 3-amino-8-hydroxynaphthalene-6-sul- 
fonic acid, 3-methy!amino-8-hydroxynaphthalene-6-sulfonic acid. 3-ethylamino-8-hydroxynaphthalene-6-sul- 
fonic acid, 3-acetylamino-8-hydroxynaphthalene-6-sulfonic acid. 3-propionylamino-8-hydroxynaphthaiene-6- 
sulfonic acid. 3-benzoylamino-8-hydroxynaphthalene-6-sulfonic acid. 3-carbamoylamino-8-hydroxynaphtha- 
lene-6-sulfonic acid, 3-sulfamoylamino-8-hydroxynaphthalene-6-sulfonic acid. 3-phenylamino-8-hydroxy- 
naphthalene-6-sulfonic acid, 1 -amino-5-hydroxynaphthalene-7-sufonic acid, 1-amino-8-hydroxynaphthalene- 
3.6-disulfonic acid. 1-acetylamino-8-hydroxynaphthalene-3,6-disulfonic acid. 1-amino-8-hydroxynaphthalene- 
4,6-disulfonic acid. 1-acetylamino-8-hydroxynaphthalene-4.6-disulfonic acid, 1-amino-8-hydroxynaphthalene- 
2.4-disulfonic acid, 2-amino-8-hydroxynaphthalene-3.6-disulfonic acid, 2-amino-5-hydroxynaphthalene-1 ,7- 
disulfonic acid and 1 ,8-dihydroxynaphthalene-3.6-disulfonic acid. 

Among them, 1-amino-8-hydroxynaphthalene-2.4-disulfonic acid, 1-amino-8-hydroxynaphthalene-3.6- 
disulfonic acid. 1-amino-8-hydroxynaphthalene-4,6-disulfonic acid and 2-amino-5-hydroxynaphthalene-1 .7- 
disulfonic acid are particularly preferred. 

Among the dyes represented by the formula(1). some types can be produced by a conventional demetal- 
ization of the dye represented by the formula(2). such as treating the dye of the formula(2) with strong acidic 
aqueous medium or a demetalization by using a chelating agent such as ethylenediamine tetraaceticacid. 

Each of X and Y in the formula(1 ) or the formula(2) may be azo group or azoxy group. The dye of the for- 
mula^ ) or the formula(2) may be the mixture of the dye wherein X and/or Y is azo group and the dye wherein 
X and/or Y is azoxy group. The ratio of the dye wherein X and/or Y is azo group to the dye wherein X and/or 
Y varies depending on the reduction conditions. The dye wherein each of X and Y is an azoxy group or a mixture 
of an azo and azoxy group is preferred. 

The dye of the formula(1) and the formula(2) usually have one or more anionic groups such as sulfo or 
carboxy, which give the dye water solubility. Though the dye having the anionic group usually used in the so- 
dium salt form, it can also be used in the free acid form or in the form of other salt such as litium salt, potassium 
salt, ammonium salt, ethanolamine salt or alkyl amine salt. 

The dye of the formula(1 ) includes novel compounds. As the important examples of the novel compounds, 
a compound represented by the following formula(l-a) in the free acid form; 




wherein Ra1 and Ra2 are same or different and each independently hydroxy or amino, Rb1 and Rb2 are same 
or different and each independently hydrogen, hydroxy or amino. Rc1 and Rc2 are same or different and each 
independently hydrogen, methyl or methoxy and p and q are same or different and each independently 0 or 
1; and a compound represented by the following formula(l-b) in the free acid form; 



8 




wherein Rb3 and Rb4 are same or different and each independently hydrogen, hydroxy or amino and r and t 
are same or different and each independently 0 or 1 can be mentioned. 

These compound of the formula(l-a) or (1-b) can be in the form of free acid or in the form of salt, such as 

15 iitium sait. sodium salt, potassium salt, ammonium salt, ethanolamine salt or alkylamine salt. 

The polarizing film of the present invention which comprises at least one type of the dye selected from 
the dyes represented by the formula(1) or (2) may further comprises other organic dyes to modify the color 
tone or to improve the polarizing activities. As the other organic dyes, any dyes which have high dichromatic 
activity and also have the absorption ranges different to those of the dye of the formul(1) and/or (2) can be 

20 used. As examples of the other organic dyes, the following can be mentioned: 

C.I. Direct Yellow 12, C.I. Direct Yellow 28, C.I. Direct Yellow 44, C.I. Direct Yellow 142, C.I. Direct Orange 
6, C.I. Direct Orange 26, C.I. Direct Orange 39, C.I. Direct Orange 107, C.I. Direct blue 1, C.I. Direct blue 15, 
C.I. Direct blue 71, C.I. Direct blue 78, C.I. Direct blue 98, C.I. Direct blue 168. C.I. Direct blue 202, C.I. Direct 
Red 2, C.I. Direct Red 31, C.I. Direct Red 79, C.I. Direct Red 81. C.I. Direct Red 240, C.I. Direct Red 247. C.I. 

25 Direct Brown 106, C.I. Direct Brown 223, C.I. Direct Violet 9, C.I. Direct Violet 51 and C.I. Direct Green 85. 

The polarizing film which comprises at ieast one type of the dye selected from the dyes represented by 
the formu!a(1) or (2) and further comprises at least two types of dyes selected from the above-mentioned 
groupf A], [B] or [C] is more preferred The more preferred polarizing film has neutral color and is little pervious 
to iight at crossed state over the visible radiation waveiength region, particularly from 400 to 700nm. The more 

so preferred polarizing film is excellent in polarizing activities and causes no discoloration and deterioration of 
polarizing activities under a high temperature and high humid conditions. Among the more preferred polarizing 
film, a polarizing film which comprises one type of dye represented by the formula(1 ), one type of dye selected 
from the groupfA] and one type of dye selected from the group[C] is particularly preferred. 

Among the disazo dyes represented by the formula(3), the copper complex salt thereof is prefered. That 

35 is. Me' in the formula(3) is preferably copper, 

In the formula(3), A1 is phenyl or naphthyl group which may be optionally substituted. Examples of the 
substituent of the phenyl group include sulfo, sulfamoyl, nitro, C r C 4 alkyl, 0,-0* alkoxy. carboxy. halogen, un- 
substituted amino, mono-substituted amino and di-substituted amino. Examples of the substituent of the amino 
group include C : -C 4 alkyl, C r C. alky! which is substituted by hydroxy or cyano and C. 4 alkylcarbony!. Among 

40 the phenyl groups denoted by A1. phenyl which is substituted by one or two substituents selected from sulfo. 
sulfamoyl, nitro, methyl, ethyl, methoxy, ethoxy, carboxy. chlorine, unsubstituted amino and substituted amino 
s preferred, and sulfophenyl is particularly preferred. 

Examples of the group which can be the substituent of the naphthyl denoted by A1 include sulfo and hy- 
droxy. Among the naphthyl group, naphthyl substituted by one, two or three sulfo groups is preferred, and par- 
ticularly preferred is monosulfonaphthy! or disulfonaphthyl . 

In the formula(3), B1 is 1-naphthol or 2-naphthol residue which may be optionally substituted, Among them, 
unsubstituted or substituted 1 -naphtho* residue is preferred. Examples of the group which can be the substitu- 
ent of the 1-naphthol or 2-naphthol include sulfo, hydroxy, substituted amino and unsubstituted amino, pro- 
vided that the hydroxy ts not substituted at a position adjacent to the azu group. The substituted amino group 

50 may be either mono- or disubstituted and examples of the substituent of the amino include Ci-C 4 alkyl. C,-C 4 
alkylcarbonyl, carbamoyl, sulfamoyl, unsubstituted or substituted phenyl and unsubstituted or substituted ben- 
zoyl. Examples of the group which can be the substituent of the phenyl group or the benzoyl group include 
sulfo. amino and C r C 4 alkoxy. 

In the formula(3), R3 is hydrogen, lower alkyl, lower alkoxy, sulfo or substituted or unsubstituted amino. 

55 As the tower alkyl, methyl or ethyl is preferred and particularly preferred is methyl. As the lower alkoxy, methoxy 
or ethoxy is preferred and particularly preferred is methoxy. The substituted amino can be mono- or disubsti- 
tuted amino and examples of the group which can be the substituent of the ammo group include C^-C 4 alkyl, 

9 
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C<-d alkylcarbonyl, C-C 4 alkylsulfonyl and carbamoyl. 

In the formula(4), A2 and B2 is phenyl or naphthyl group which may be optionally substituted . Examples 
of the group which can be the substituent of the phenyl group include sulfo. sulfamoyl. nitro. C«-C 4 alkyl. C<- 
C 4 alkoxy. carboxy, hydroxy, haiogen and unsubstituted or substituted amino. Examples of the group which 
5 can be the substituent of the naphthyl group include sulfo, hydroxy and unsubstituted or substituted amino. 
The substituted amino can be mono- or disubstituted amino and examples of the group which can be the sub- 
stituent of the amino group include C-C 4 alkyl, C--C 4 alkyl which is substituted by hydroxy or cyano. C-C 4 
alkylcarbonyl, phenyl, sulfophenyl. disulfophenyl. benzyl and carbamoyl. 

The phenyl group denoted by A2 is preferably phenyl which is substituted by one or two substituents se- 
w lectedfrom sulfo, sulfamoyl, nitro. methyl, ethyl, methoxy, ethoxy, carboxy. chlorine, unsubstituted amino and 
substituted amino and particularyl preferred is sulfophenyl. 

The naphthyl group denoted by A2 is preferably naphthyl substituted by one, two or three sulfo groups 
and particularly preferred is monosulfonaphthyl or disulfonaphthyl. 

As the phenyl denoted by B2. one of the following is preferred: 
15 1 Phenyl which is substituted by one or two amino groups which may be optionally substituted, and may 

be further substituted by hydroxy, sulfo, C1-C4 alkyl, C r C 4 alkoxy or carboxy, 

2 Phenyl which is substituted by one, two or three hydroxy groups, and may be further substituted by 
amino, which may be optionally substituted, sulfo. d-C 4 alkyl, C1-C4 alkoxy or carboxy. 
As the naphthyl denoted by B2. one of the following is preferred: 
20 1 Naphthyl which is substituted by one or two hydroxy groups, and may be further substituted by sulfo, 

unsubstituted amino or amino which is substituted by methyl, acetyl, phenyl, sulfophenyl, disulfophenyl 
or benzoyl, 

2 Naphthyl which is substituted once or twice by unsubstituted amino or amino which is substituted by 
methyl, ethyl, hydroxethyl. cyanoethyl, acetyl or carbamoyl and may be further substituted by hydroxy or 

25 SUlfO. 

In formula(4). R4 is hydrogen, lower alkyl. lower alkoxy, sulfo or amino which may be optionally substituted. 
The substituted amino can be mono- or di-substituted amino, and examples of the group which can be the 
substituent of the amino include _ A alkyl, 4 alkylcarbonyl. C1 4 alkylsulfonyl and carbamoyl. R5 is hydrogen, 
hydroxy or lower alkoxy. In the case of the trisazo dye of formula(4) forming a copper complex salt, the copper 

30 complex salt is formed between the hydroxy group of 1 -hydroxy-3-sulfo-2. 6-naphthylene group in formula(4) 
(it may have sulfo at 5-position) and the hydroxy group denoted by R5. 

The disazo dye represented by formula(3) can be produced according to a known process such as the proc- 
ess deseribed in DE 32 36 238 Aor JP-B-64-5623, which comprises a conventional diazotization, coupling re- 
action and formation of metal complex salt. 

35 The trisazo dye represented by formula(4) or a copper-complex salt thereof can be produced according 

to a known process such as the process deseribed in JP-A-2-75672 which comprises a conventional diazoti- 
zation and coupling reaction and. in the case of the copper complex salt, further comprises a formation of cop- 
per complex salt. 

Preferable examples of [A]the disazo dye of the formula(3) include those represented by the following for- 
40 mulae of (3-1) - (3-24) in the free acid form. 

Preferable examples of [B]the trisazo dye of the formula(4) and its copper complex salt include those rep- 
resented by the following formulae of (4-1 ) - (4-11 ) in the free acid form. 

These are usually used in the form of sodium salt, though they can also be used in the form of free acid, 
other alkali metal salt, such as litium saltor potassium salt, ammonium salt or amine salt, such as ethanolamine 
45 salt or alkylamine salt. 
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15 The dyes of the group[C] are commercially available and can be obtained easily. They are on the market 

by Sumitomo Chemical Co.. Ltd. and their Color Index Generic Names and trade names are described below: 
C.I. Direct Yellow 12 

(trade name : Chrysophenine), 
C.I. Direct Yellow 28 
20 (trade name Sumilight Supra Yellow BC cone), 

C.I. Direct Yellow 44 

(trade name Direct Fast Yellow GC), 
C.I. Direct Orange 26 

(trade name Direct Fast Orange S), 
25 C I Direct Orange 39 

(trade name Sumilight Supra Orange 2GL 125%). 
C i Direct Orange 107 

\trade name Surrn.ignt Supra Grange GD extra cone.;. 
C I Direct Red 2 
jo (trade name Benzopurpurine 4B), 

C I Direct Red 31 

(trade name Nippon Fast Red BB cone), 
C.I Direct Red 79 

(trade name . Sumilight Supra Red 4BL 170%). 
35 CI Direct Red 81 

(trade name ; Sumilight Red 4B) and 
C.I Direct Red 247 

(trade name ; Japanol Fast Red FA) 
The compounds of formulae (1) to (8) may be used, for instance, in free acid form or as a salt thereof. 
40 The polarizing film of the present invention can be produced by incorporating dichromatic dyes of the for- 

mula(l) and/or (2) and. if desired, other organic dyes into a film substrate of the polarizing film according to a 
known method. A polymer film is usually used as the film substrate. 

Examples of the polymer film usable for the substrate of the polarizing film include polyvinyl alcohol or 
derivatives thereof; the same which is modified with an olefin such as ethylene and propylene, an unsaturated 
*5 fatty acid such as crotonic acid, acrylic acid, methacrylic acid or maleic acid. EVA {ethylene-vinyl acetate) resin, 
a saponified EVA resin; a nylon resin; and a polyester resin. A film of polyvinyl alcohol or derivatives thereof 
is particularly preferred from the view points of the dye fixation and the orientation. 

Incorporation of the dichromatic dye into a polymer film is carried out usually by dyeing the polymer film. 
The dyeing is. for example, carried out by dipping the polymer film in a dye bath prepared by dissolving the 
so dichromatic dye into water. Though the dye concentration in the dye bath is not limited, it is usually in the range 
from 0.0001 to 10 % by weight. If desired, a dyeing auxiliary, such as sodium sulfate, preferably the concen- 
tration being from 1 to 10 % by weight, may be used. Dyeing temperature is from40 to 80 C to obtain preferable 
dye performance. 

When at least two types of dyes selected from above-mentioned groups [A], [B] and [C] are used in addition 
55 to the dye of the formula(1) and/or the formula(2), their ratio is not critical, but usually the ratio of the total weight 
of the two or more types of dyes selected from groups [A], [B] and [C] to the total weight of the dye of the for- 
mula(1) and/or the formula(2) is from 0.1 to 5.0 

The orientation of the dichromatic dye incorporated in the polymer film is conducted by stretching the film. 

15 
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Stretching the polymer film can be couducted according to a known method such as a wet stretching method 
or a dry stretching method. It may be conducted prior to the dyeing. 

If desired, the oriented polymer film containing the dichromatic dyes is subjected to a post-treatment such 
as a Doric acid treatment according to a known method in order to improve the light transmittance and polarizing 
5 activity ofthe polarizing film. Conditions for the boric acid treatment vary depending on the types of the polymer 
film and the dichromatic dyes employed. Usually, however, the treatment is carried out in aqueous bone acid 
solution having the concentration of from 1 to 1 5 % by weight, preferably from 5 to 1 0 % by weight, at a tem- 
perature of fr— 30 to 80 C preferably from 50 to 75 C 

In combination with the boric acid treatment, if desired, the polymer film may further be subjected to a 
io fixing treatment in aqueous solution containing a cationic polymer compound. 

The dye-containing polarizing film thus obtained may be laminated with a protective film having excellent 
optical transparency and mechanical strength, on one or both sides of the film, to form a polarizing plate. As 
examples ofthe materials for the protective film, a fluorine type film such as tetrafluoroethylene/hexafluoro 
propylene copolymer film, polyester resin film, polyolef in resin film and polyamide resin film, as well as cellu- 
:5 lose acetate film and acrylic film, which have been conventionally used, can be mentioned. 

The present invention is now explained in more details with reference to the examples, which are only il- 
lustrative, and never construed to limit the invention. In the examples, "part" and "%" mean "part by weight" 
and "% by weight" respectively unless otherwise mentioned. In the formulae in the examples, the group rep- 
resented by the following formula; 



-N=N- 




25 

is an azoxy group or a mixture of azo group and azoxy group, which is obtained by the glucose reduction of a 
monoazo compound having a corresponding nitro group. 

Synthesis Example 1 

30 

To 300 parts of water. 24 parts of 2-amino-5-hydroxynaphthalene-1 .7-disulfonic acid was added and dis- 
solved by using 28% aqueous sodium hydroxide solution. While keeping the resulting solution at pH10, aqu- 
eous solution of a diazonium compound which had been obtained by diazotizing 7 parts of p-nitroaniline was 
added thereto and the coupling reaction was carried out. After the reaction was completed, the reaction mass 
35 was adjusted at pH7 and filtered to obtain a monoazo compound, of which the free acid form is represented 
by the following formula: 



OH 



40 




S0 3 H 

45 

The monoazo compound was added to 400 parts of water and dissolved. After making theresulting solution 
strongly alkaline condition, 8 parts of glucose was added thereto and the reduction was carried out at 40^C. 
After the reaction was completed, the reaction mass was adjusted at pH7 and filtered to obtain a compound, 
so of which the free acid form is represented by the following formula (a): 



55 
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OH 



H 



jO6c N=N ^^r'^ N=N ^y0 




so 3 H 



NIL 

SO3H 

(a) 



Measured in an aqueous medium, >. maXi of this compound is 540 nm. Mass spectrum of this compound has 
a signal corresponding to the molecular weight of the compound represented by the following compound: 



OH 

H 0 N^Y"^^SO,H q HO,S^"Y "NH, 

SO,H ' " SOoH 

« ■ o 




Synthesis Example 2 

Into 300 parts of water. II parts or l ■amma-d-hydro*ynaphtha!e['e-2.4-riisulforiiC ac;c: was added and d'b 
solved by using 28% aqueous sodium hydroxide solution. While keeping the resulting solution at pH10. aqu- 
eous solution of a diazonium compound which had been obtained by diazotizing 8 parts of p-nitro-o-anisidine 
was added thereto and the coupling reaction was carried out. After the reaction was completed, the reaction 
mass was adjusted at pH7 and filtered to obtain a monoazo compound, of which the free acid form is repre- 
sented by the following formula; 



OCHo OH NH, 




SO,H 

The monoazo compound was added to 400 parts of water and dissolved. After making the resulting solution 
strongly alkaline condition. 8 parts of glucose was added thereto and the reduction was carried out at 40 C. 
After the reaction was compieted, the reaction mass was adjusted at pH7 and filtered to obtain a compound, 
of which the free acid form is represented by the following formula: 



xi 1. , z 1 1 iuco, /x: H, 

HO, S -jf^Qf N=N -<T^ N = N O N = N 



\ o 



SO c H 



OH NH.- 



: )^r so 3 H 



SO3H 




The compound thus obtained was dissolved in 380 parts of water. Keeping the temperature of the solution 
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at 85 C. 15 parts of monoethanol amine and 250 parts of 5% aqueous copper sulfate solution was added there- 
to to form the copper complex salt of the compound. After the reaction was completed, the reaction ma>s was 
adjusted at pH7, salted out by adding sodium chloride and filtered to obtain a compound, of which the free 
acid form is represented by the following formula (b): 



HOoS- 



NHoO-Cu -O 




O - C u - O NHr 



OJ 



Measured in an aqueous medium. >.^ aK of this compound is 638 nm. 



Synthesis Example 3 



25 



Into 300 parts of water. 16 parts of 1-amino-8-hydroxynaphthalene-3.6-disulfonic acid was added and dis- 
solved by using 28% aqueous sodium hydroxide solution. While keeping the resulting solution at 5~C and pH10, 
aqueous solution of a diazonium compound which had been obtained by diazotizing 8 parts of p-nitro-o-ani- 
sidine was added thereto and the coupling reaction was carried out. After the reaction was completed, the re- 
action mass was salted out by adding sodium chloride and filtered to obtain a monoazo compound, of which 
the free acid form is represented by the following formula: 



30 



OCH, OH NH 0 



HOcS 




SOr H 



The monoazo compound thus obtained was dissolved in 300 parts of water. After making the resulting sol- 
ution strongly alkaline condition. 5 parts of glucose was added thereto and the reduction was carried out at 
40 C. After the reaction was completed, the reaction mass was adjusted at pH7 and filtered to obtain a com- 
pound, of which the free acid form is represented by the following formula: 



45 



,OH H 3 CO 

n=n-(0> k=x -<Q: 



,OCH a 



HO^S 




SO< 



O) 



IV 



HO ? S 




The compound thus obtained was dissolved in 500 parts of water. While keeping the temperature of the 
50 solution at 95 C. 15 parts of monoethanol amine and 250 parts of 5% copper sulfate solution was added thereto 
to form the copper complex salt of the compound. After the reaction was completed, the reaction mass was 
adjusted at pH7. salted out by adding sodium chloride and filtered to obtain a compound, of which the free 
acid form is represented by the following formula: 
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NILO-Cu -O 



O-Cu 




OoH 



Then, the compound was dissolved in 500 parts of water and 44 parts of ethylenediamine tetra aceticacid 
was added to the resulting solution. After pH of the solution was adusted at 5.5, while keeping the temperature 
of the solution at 60 C, the reaction was carried out for two hours. After the reaction was completed, the re- 
action mass was salted out by adding sodium chloride and filtered to obtain a compound, of which the free 
15 acid form is represented by the following formula (c): 




(c) 

25 

Measured in an aqueous medium, >-^ ax of this compound is 625 nm. 
Synthesis Example 4 

30 Synthesis Example 3 was repeated, except that 1 -amino-8-hydroxynaphthalene-3.6-disulfonic acid was 

replaced by 1 -amino-8-hydroxynaphthalene-4.6-disulfonic acid to obtain a compound, of which the free acid 
form is represented by the following formula (d): 



35 



SO - H 



SO. H 



KO.S' 



SO.H 



45 Measured in an aqueous medium, /.^ a% _ of this compound is 620 nm. 

Bv using the dyes obtained in Synthesis Examples or other dyes, polarizing films were prepared as de- 
scribed in the following Examples. In the following Examples, light transmittance was measured by TC- 1 800M 
manufactured L y Tokyo Denshok u Ltd "T" represents the value of light transmittance at a specific wave length 
and "Y" represents the value of "visible sensitivity adjust light transmittance" calculated according tu JIS Z 8 701 

so (Specification of Colors According to XYZ Standard Coiorimetric System and XmYioZmSupplementary Stan- 
dard Colonmetric System). The term "single transmittance" means "T" or "Y" measured for one piece of the 
porlarizing film 

T(parallel) and Y(parallel) are values of T and Y of two pieces of the polarizing films, respectively, which 
are measured in the state wherein the both films are superposed upon each other so that they have same ori- 
55 entation directions (these light transmittances are called parallel light transmittance). T(cross) and Y(cross) 
are values of T and Y of two pieces of the polarizing film, respectively, which are measured at crossed 
state(these light transmittances are called "cross light transmittance".). 

The term "degree of polarization (P)" in Examples 1 . 3 and 4 means a value obtained from T(parallel) and 
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T{cross) measured at >. Tax . according to the following equation. 

D _ ^ T( parallel) - Ticrosst ^ qq 
Ttparallef) • Ticrosst 

The term "degree of polarization \Py)" in Example 6 means a value obtained from Y(parallel) and Y(cross) 
according to the following equation. 

p _ ^Yi parallel* - Yicrossi 
Yt parallel) • Yicrossi 

\T(cross) represent the difference between the maximum and the mimimum values of cross light trans- 
mittance T(cross) measured within the wave'ength range of 400-700nm. Tmax(cross) represent the maximum 
value of cross light transmittance T(cross) measured within the wavelength range of 400-700nm. \T(cross) 
and Tmax(cross) are parameters indicating the degree of -rviousness of the film to light at crossed state. 



Example 1 . 



A polyvinyl alcohol film of 75um in thickness (Kuraray Vinylon #7500 manufactured by Kuraray Co., Ltd.) 

15 was stretched to five times of its original length in a longitudinal uniaxial direction to prepare the substrate of 
a polarizing film. The resulting film was dipped for 12 minutes, as kept in the tentioned state, into aqueous 
solution of sodium salt of dye of the formula(a) and sodium sulfate, wherein the concentrations of the dye and 
sodium sulfate being 0.025% and 2% respectively, at 65 C , Thereafter, the film was dipped into 7.5% aqueous 
boric acid solution at 65C for 5 minutes and then washed with 20 C water for 20 seconds to obtain a polarizing 

20 film. The polarizing film thus obtained had a high polarizing activity and did not cause discoloration even after 
having been kept for a long period of time at a high temperature under a highly humid condition. The light po- 
larization characteristics of the polarizing film are shown in Table 1 . 



Example 2. 

Example 1 was repeated, except that the dye used in Example 1 was replaced by sodium salt of the dye 
of the formula(b) to obtain a polarizing film. The polarizing film thus obtained did not cause discoloration even 
after having been kept for a long period of time at a high temperature under a highly humid condition. 



3C Example 3 



Example 1 was repeated, except that the dye used in Example 1 was replaced by sodium salt of dye of 
the formula(c) to obtain a polarizing film. The polarizing film thus obtained had a high polarizing activity. The 
light polarization characteristics of the polarizing film are shown in Table 1 . 

Example 4 



Example 1 was repeated, except that the dye used in Example 1 was replaced by sodium salt of dye of 
the formula(d) to obtain a polarizing film. The polarizing film thus obtained had a high polarizing activity. The 
40 light polarization characteristics of the polarizing film are shown in Table 1 . 

Table 1 



Example No. A max nm single transmittance (T) % degree of polarization (P)% 

1 540 42.2 99.4 

3 650 42.0 99.2 

4 650 42.2 98.8 

Example 5. 



A polyvinyl alcohol film of 75(.im in thickness (Kuraray Vinylon #7500 manufactured by Kuraray Co.. Ltd.) 
was stretched to four times of its original length in a longitudinal uniaxial direction to prepare the substrate of 
a polarizing film. The resulting film was dipped for 10 minutes, as kept in the tentioned state, into aqueous 
solution of sodium salt of dye of the formula(a), sodium salt of dye of the formula(b). C.I. direct orange 39 and 
sodium sulfate, wherein the concentrations of the dye of the formula(a). the dye of the formula(b), C.I. direct 
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orange 39 and sodium sulfate being 0.012%, 0.105%, 0.008% and 2% respectively, at 60 C. Thereafter, the 
film was dipped into 7.5% aqueous boric acid solution at 65 C for 10 minutes and then washed with 20 C 
water for 30 seconds to obtain a polarizing film. The polarizing film thus obtained has a nuetral color and did 
not cause discoloration even after having been kept for a long period of time at a high temperature under a 
highly humid condition. 

Example 6. 

A polyvinyl alcohol film of 75u.m in thickness (Kuraray Vinylon #7500 manufactured by Kuraray Co.. Ltd.) 
was stretched to five times of its original length in a longitudinal uniaxial direction to prepare the substrate of 
polarizing film. The resulting film was dipped for 8 minutes, as kept in the tentioned state, into aqueous solution 
of sodium salt of dye of the formula(a), sodium salt of dye of the formula(3-20), C.I. direct orange 39 and sodium 
sulfate, wherein the concentrations of the dye of the formula(a), the dye of the formula(3-20), C.I. direct orange 
39 and sodium sulfate being 0.0195%, 0.05%, 0.0085% and 2% respectively, at 70 C. Thereafter, the film was 
dipped into 7.5% aqueous boric acid solution at 69 J C for 5 minutes and then washed with 20 C water for 20 
seconds to obtain a polarizing film. The polarizing film had high degree of polarization and was little pervious 
to light at crossed state. The light polarization characteristics of the polarizing film are shown below; 

single transmittance Y = 40.1 % 

degree of polarization Py = 99.2 % 

Tmax(cross) = 1.08 % 

AT(cross) = 1.02 %. 

The polarizing film thus obtained has a nuetral color and did not cause discoloration even after having been 
kept for a long period of time at a high temperature under a highly humid condition. 

Examples 7 * 24 

Example 1 was repeated, exceot that sodium salt of the dye used in Example 1 was replaced by a sodium 

bdit of the dye >mow ; • ■!'■ Table Z iii the free ac.td form to obtaine a polarizing film. 
In the Table 2. /^ 3K means >. rTiax _ measured as the polarizing film. 
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Exp. 
No. 


F 0 R M I L A 


X ma x 

(EC) 


5 


7 


NH 2 OH OH NH 2 

T^so 3 h ( 0 ) H0 S S~T 
S0 3 H SO3H 


5 8 0 


7 0 
15 


8 


HOOC OH HO COOH 
<CJhS0 3 H (£) H03S-@> 


5 6 0 


20 


S 


HO3S NH 2 H 2 N S0 3 H 
<C^~ N - N -@- N « N N = N 

HO3S NH 2 (0) H 2 N SO3H 


5 0 0 


25 


1 0 


0— Cu— O 0— Cu — 0 

H 2 N T^S0 3 H ( 0 ) HOgS'^^T ^2 
SO3H SO3H 


6 1 0 


30 


1 1 


NHoOH H3CO OCH3 OH NH 2 

T^sogii ( 0 ) ho s s^^T 
S03H S03H 


6 0 0 


35 


1 CI 

l z 


NH 2 0H H3CO OCH3 OHNH 2 

HOsS T^ N=N '^^ N ^ N;=N i^ s03H 

SO3H 0 SO3H 


6 5 0 








40 


I 3 


NK 2 0H OH NH 2 

H03S ^ N = N '^p-^= N l^ SOsH 

SO3H SO3H 


6 4 0 


45 
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Exp. 
No. 


FORMULA 


A ma x 
(am) 


1 4 


NK 2 OH OH NH 2 
:1W 3 ow S \0/ 1 w 3 o^gn 


6 2 0 


1 5 


NH 2 OH OH 

I to) HO3S y NH 2 
SO3H SO3H 


5 8 0 


1 6 


OH H 3 C CH S OH 

J lyl N | Ou^ 11 I r-\ 1 ML V-ZJ^O | 1 >i i 10 

S03H ' S03H 


5 5 0 


1 7 


NK 2 OH H 3 C CH 3 OH NH 2 

so^h ^ SO3H 


6 5 0 


1 6 


OH KH 2 H 3 C CH 3 NH 2 OH 

w 3 ° w 3 \0> ^ ov ^ 3 


5 8 0 


1 9 


OH OH 

: IW 3 0v ^3 \0/ 11 °\> ow 3 


5 G 0 


2 0 


OH NH 2 NH 2 OH 

H0 3 S^V lo) Y^S0 S H 
SO3H SO3H 


5 8 0 



23 



EP 0 648 814 A1 



15 



30 



Exp. 
No. 


FORMULA 


Amax 
(nm) 


2 1 


NH 2 OK H 3 C CH S OK NK 2 
SO s H SO3H 


5 8 0 


2 2 


OHNH 2 H 3 C CH S MH 2 OH 

nt -*S 3 1 \0/ T ?>V$n 
SO3H SO3H 


5 S 0 


2 3 


OH CH3O OCK3 OH 

Ho\''nr vX ^Sa-H (i) KOfiS^T^NHo 
SO3H ' SO3H 


5 7 0 


2 4 


OHNH2CH3O OCH3 NH 2 OH 
J(A^N-N^N-N^N-N-^t 

HO S S^Y lo) Y^SOgH 
SO3H SO3H 


6 1 0 



The dye-containing polarizing film of the present invention exhihits high polarizing activities not smaller 
than those of a iodine containing polarizing film and has excellent durability. Hence, the polarizing film of the 
p resent invention is preferably applied to a variety c : ,q uid crystal displays, particularly to displays for automob 
35 iles which require excellent polarizing activities and dur ability and to displays for industrial instruments used 
in a variety of circumstances. By using several types of th e specific dye in combination, a polarizing film which 
is little pervious to light over the visible wavelength regio n at crossed state can be obtained. 

This invention also provides novel dyes suitable f or producing the polarizing film. 
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Claims 
1 



A polarizing film which comprises, in a film substrate, at least one dye selected from: 
1 ) a dye of formula (1 ): 

qi_N=N-Q 2 -X-Q 3 -N = N-Q 4 (1) 

wherein: 

Q 1 and Q 4 . which are the same or different, are each unsubstituted or substituted phenyl or naph- 

thyl. 

Q : and Q 3 . which are the same or different, are each unsubstituted or substituted phenylene; 

and 

X is -N=N- or 



55 



provided that, when X is -N=N- and both of Q 2 and Q 3 are unsubstituted phenylene, at least one of Q T 
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and Q 4 is not phenyl which is substituted only by an alkyl-substituted ammo or is not phenyl substituted 
by an alkyl-substituted amino and by methyl; and 
2) a dye of formula (2): 



O-Ml-O 0-M--0 




R 1 R- 

wherein: 

each Me, which are the same or different, is a transition metal selected from copper, nickel, zinc 
and iron; 

Q 5 and Q 6 , which are the same or different, are each an unsubstituted or substituted 1 .2-naph- 
thylene group; 

Y is -N=N- or 



-N M- : 

o 



and 

R 1 and R 2 , which are the same or different, are each hydrogen, lower alky! . lower alkoxy or sulfo. 

A film according to claim 1 which comprises the dye of f ormuia i 1 i wherein G ; and Q u which are the same 
or different, are naphthyi having at ieast one substituent selected from sulfo. hydroxy, lower alkyl, lower 
alkoxy. unsubstituted amino and substituted amino, or phenyl having at least one substituent selected 
from hydroxy, unsubstituted amino and substituted amino. 

A film according to claim 1 or 2 which comprises the dye of formula (1 ) wherein Q 2 and Q 3 . which are the 
same or different, are each unsubstituted p-phenylene or p-phenylene substituted by one or two substitu- 
ents selected from hydroxy, lower alkyl, lower alkoxy and sulfo. 

A film according to any one of the preceding claims which comprises the dye of formula (2) wherein Q 5 
and Q 6 , which are the same or different, are each a 1 ,2- naphthalene group having at least one substituent 
selected from sulfo. hydroxy, carboxy, lower alkyl. lower alkoxy. unsubstituted amino and substituted ami- 
no. 

A film according to any one of the preceding claims which comprises the dye of formula (2) wherein Me 
is copper. 

A film according to any one of the preceding claims which comprises at least two dyes selected from; 
(A) a disazo dye of formula (3). 



Al-N 7 ^ 



wherein; 

Me' is a transition metal selected from copper, nickel, zinc and iron; 
A' is unsubstituted or substituted phenyl or naphthyi; 
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B 1 is an unsubstituted or substituted 1 ,2-naphthalene group; and 
R 3 is unsubstttuted or substituted amino, hydrogen, lower alkyl. lower alkoxy or sulfo. 
(B) a tnsazo dye of formula (4) or a copper complex salt thereof. 




(4) 



15 wherein: 

A- and B 2 . which are the same or different, are each unsubstituted or substituted phenyl or naph- 

thyl; 

R- 1 is unsubstituted or substituted amino, hydrogen, lower alkyl. lower alkoxy or sulfo, 
R 5 is hydrogen, hydroxy or lower alkoxy. and 
20 m is 0 or 1 ; 

or a salt thereof; and 

(C) C.I. Direct Yellow 12, C.I. Direct Yellow 28. C.I. Direct Yellow 44. C I. Direct Orange 26. C.I. Direct 
Orange 39, C.I. Direct Orange 107, C.I. Direct Red 2. C.I. Direct Red 31. C.I. Direct Red 79, C.I. Direct 
Red 81 and C.I. Direct Red 247. 

25 

7. A film according to claim 6 which comprises at least one disazo dye of formula (3) in which Me' is copper. 

8. A film according to claim 6 or 7 which comprises at least one dye of formula (1 ). at least one disazo dye 
selected from group (A) and at least one dye selected from group (C). 

30 

9. A compound of formula (1-a): 



.35 



S' > \: 




U-O 



Ra ■ and Ra 2 , which are the same or different are each hydroxy or amino; 

Rb 1 and Rb 2 . which are the same or different, are each hydrogen, hydroxy or amino; 

Rc 1 and Rc 2 . which are the same or different, are each hydrogen, methyl or methoxy. and 

p and q. which are the same or different, are each 0 or 1; 

or a salt thereof. 

10. A compound of formula (1 -b): 



50 OH Hu _ > )H OH Rb4 
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SO :H Ni ) - ;H " 'SO 5 HA 



wherein: 
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Rb 3 and Rb 4 , which are the same or different, are each hydrogen, hydroxy or amino; and 
r and t, which are the same or different, are each 0 or 1; 
or a salt thereof. 

5 
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